Abstract: Spatial patterns and temporal changes in atmospheric-mercury (Hg) deposition were examined in a five-state study area in the Midwestern USA where 32% of the stationary sources of anthropogenic Hg emissions in the continental USA were located. An extensive monitoring record for wet and dry Hg deposition was compiled for 2001-2016, including 4666 weekly precipitation samples at 13 sites and 27 annual litterfall-Hg samples at 7 sites. This study is the first to examine these Hg data for the Midwestern USA. The median annual precipitation-Hg deposition at the study sites was 10.4 micrograms per square meter per year (µg/m 2 /year) and ranged from 5.8 µg/m 2 /year to 15.0 µg/m 2 /year. The median annual Hg concentration was 9.4 ng/L. Annual litterfall-Hg deposition had a median of 16.1 µg/m 2 /year and ranged from 9.7 to 23.4 µg/m 2 /year. Isopleth maps of annual precipitation-Hg deposition indicated a recurring spatial pattern similar to one revealed by statistical analysis of weekly precipitation-Hg deposition. In that pattern, high Hg deposition in southeastern Indiana was present each year, frequently extending to southern Illinois. Most of central Indiana and central Illinois had similar Hg deposition. Areas with comparatively lower annual Hg deposition were observed in Michigan and Ohio for many years and frequently included part of northern Indiana. The area in southern Indiana where high Hg deposition predominated had the highest number of extreme episodes of weekly Hg deposition delivering up to 15% of the annual Hg load from precipitation in a single week. Modeled 48-h back trajectories indicated air masses for these episodes often arrived from the south and southwest, crossing numerous stationary sources of Hg emissions releasing from 23 to more than 300 kg Hg per year. This analysis suggests that local and regional, rather than exclusively continental or global Hg emissions were likely contributing to the extreme episodes and at least in part, to the spatial patterns of precipitation-Hg deposition in the study area. Statistically significant temporal decreases in weekly precipitation-Hg concentrations in the study area between the periods 2001-2013 and 2014-2016 were observed, coinciding with reported reductions in Hg emissions in the USA required by implementation of national Hg emissions-control rules. These decreases in atmospheric-Hg concentrations are believed to have resulted in the reduced atmospheric-Hg deposition recorded because precipitation depths between the two periods were not significantly different. The Hg-monitoring data for the study area identified an atmospheric deposition response to decreased local and regional Hg emissions.
Introduction

Mercury in the Environment
Mercury (Hg) is a persistent environmental contaminant and can accumulate and concentrate in food webs as methylmercury (MeHg), presenting a health risk to humans and wildlife [1] . MeHg
Purpose and Scope
The purpose of this study was to describe spatial patterns and temporal changes in atmospheric-Hg concentrations and Hg deposition and to relate the observations to potential contributing factors such as weather and Hg sources in a study area centered on Indiana and four surrounding Midwestern states in the USA (Illinois, Michigan Lower Peninsula, Ohio and Kentucky). Precipitation-Hg and dry-Hg deposition data for this study were compiled and summarized for [2001] [2002] [2003] [2004] [2005] [2006] [2007] [2008] [2009] [2010] [2011] [2012] [2013] [2014] [2015] [2016] . Interpretations from this study explain the long-term status of atmospheric-Hg deposition in an intensively monitored study area with substantial anthropogenic Hg emissions.
Hg Emissions Sources
The Midwestern USA region has a history of numerous anthropogenic Hg emission sources, including those with high annual emission rates. As of 2014, 7861 kg/year of Hg were emitted from 3940 stationary sources in the five states of the study area [26] . These 5 states include 32% of the 12,377 sources and 20% of the 39,395 kg of Hg emissions in the 48 states in the continental USA. The Hg sources in the study area were broadly distributed geographically ( Figure 1 ) and varied by 5 orders of magnitude in annual Hg emission rates (Table 1) . A large percentage of the sum of annual Hg emissions in the study area came from a small number of sources. Most sources contributed a relatively small percentage of the total for the study area. Considering Indiana as an example, the sum of the top 10% of ranked annual Hg emissions (from 36 of 358 sources) amounted to 1807 kg, which was 97.5% of the state's total. The two dominant categories for these 36 Hg emissions sources were electric power generation and primary metal manufacturing, accounting for 77.5% of the 1807 kg. Comparable results were tabulated for the other four states, indicating the stationary sources with the highest Hg emissions were consistently important throughout the study area (Figure 1 ). Annual Hg emissions varied for each state from emissions inventories as of 2008, 2011 and 2014 [26-28] , but comparative ranks among states were the same, from highest to lowest totals-Ohio, Indiana, Michigan, Illinois and Kentucky (Figure 2 ). In addition, the relative contributions of Hg emissions from the six categories were comparable from year to year and state to state, where electric power generation and primary metals manufacturing contributed approximately three-fourths of the totals. For the top 1% of ranked Hg emissions in the continental USA, 21 of the 124 sources (17%) are in the study area, accounting for 3274 of the 22,286 kg (15%) of the total Hg emissions. Those top 124 sources contribute 57% of total Hg emissions in the continental USA. A comparison of the distribution of stationary Hg emissions sources in the USA with those in this study area can be made by consulting maps from the National Oceanic and Atmospheric Administration [29] , Castro and Sherwell [30] and Risch et al. [31] . [26] .
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Atmospheric-Hg Monitoring
Monitoring atmospheric-Hg deposition is a necessary complement to regulations of Hg emissions to the air. The National Atmospheric Deposition Program (NADP) has the primary atmospheric-Hg monitoring networks in the USA. The NADP is an affiliation of federal, state, local, tribal, academic and private entities that sponsor the operation of individual monitoring sites or groups of sites. The Mercury Deposition Network (MDN) measures precipitation-Hg deposition [32] . In the MDN, uniform protocols are used to collect composite weekly precipitation samples and to measure precipitation depths. Standardized equipment includes an automated precipitation collector plus a continuous-recording rain gage. The Hg concentration in the sample and the precipitation depth are used to compute weekly precipitation-Hg deposition. Data are quality assured by internal and external programs [33] . Annual precipitation-Hg deposition for Midwestern states has been included in previous large-scale assessments using data from the NADP-MDN. In these assessments, Prestbo and Gay [10] The NADP has two monitoring networks for dry-Hg deposition. First, the Litterfall Mercury Monitoring Initiative (LMMI) measures ambient litterfall-Hg deposition [35] . In this network, passive collectors near MDN sites are used to obtain autumn litterfall samples that are analyzed for Hg concentration and litterfall mass to compute annual litterfall-Hg deposition. Risch et al. [18] reported mean annual litterfall-Hg deposition in Midwestern states were the highest in the eastern USA and ranged from 12.6 to 18.8 µg/m 2 /year for 2007-2014. Litterfall Hg is thought to represent 75% of dryHg deposition to deciduous forests in North America and Europe [36] and was reported previously to be 60 to 80% of dry-Hg deposition at sites in the eastern USA [16, [37] [38] [39] [40] . Data from NADP-LMMI were included in this study. 
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Second, the Atmospheric Mercury Network (AMNet) [41, 42] measures semi-continuous, surface-air concentrations of GEM, GOM and PBM. Research by Zhang et al. [43] stated the range of modeled annual dry-Hg deposition in the eastern USA was 5.1 to 23.8 µg/m 2 /year during 2009-2014. These annual rates were based on AMNet GEM, GOM and PBM concentrations and modeled vertical deposition velocities matched to land cover near each site, with daily data aggregated into annual values. The range of modeled annual dry-Hg deposition aligned closely with annual litterfall-Hg deposition measured at MDN sites [43] . Data from NADP-AMNet sites were not included in this study because sites were absent in Midwestern states before 2016.
Methods
Annual precipitation-Hg data for the study sites during 2001-2016 were derived from weekly monitoring data in the NADP-MDN data base [44] . Annual data from years with monitoring observations completed for all 52 weeks were compiled and data from incomplete years were not included. Weekly observations with precipitation depth <0.25 mm and no reported Hg concentration were not included (<12% of all observations). Data from weekly precipitation samples in complete years were examined in this study and included weeks with (a) a valid precipitation depth >0.25 mm and reported Hg concentration and Hg deposition (>97% of all samples); and (b) a valid precipitation depth >0.25 mm and estimated Hg concentrations and Hg deposition (<3% of all samples). Missing weekly Hg values were estimated with data from valid samples using the methods from previous research [10, 16, 23] . Weekly precipitation-Hg deposition is the product of Hg concentration (in nanogram per liter, ng/L) and precipitation depth (in mm), yielding nanogram per square meter (ng/m 2 /week). Annual precipitation-Hg deposition is the sum of the weekly deposition values, in microgram per square meter per year (µg/m 2 /year) and annual Hg concentration is the sum of weekly precipitation-weighted Hg concentrations (products of weekly Hg concentration and the ratio of weekly precipitation depth to annual precipitation depth).
Annual litterfall-Hg data for the study sites during 2007-2016 were derived from Risch [45, 46] . Litterfall-Hg samples were collected and analyzed with standardized methods [18] . Annual litterfall dry mass in gram per square meter (g/m 2 ) and annual litterfall-Hg concentration in nanogram per gram (ng/g) were used to compute the annual litterfall-Hg deposition in µg/m 2 /year, the same units as those for annual precipitation-Hg deposition.
Nonparametric statistics were used to compare data from sites, samples and time periods in this study. The Wilcoxon rank-sum test was applied to determine differences between two groups. The Kruskal-Wallis rank-sum test was applied to determine differences among multiple groups and the Tukey multiple comparisons of medians was applied to pairs among those groups. Relations among factors contributing to Hg deposition were examined with the Spearman rank correlation coefficient rho and linear regression. A p-value less than 0.05 was selected to indicate a statistical significance.
An inverse-distance weighting algorithm in geographic information system software was used to prepare isopleth grids of annual precipitation-Hg concentrations for MDN sites in and near the study area for selected years. These precipitation-Hg concentration grids were multiplied by an overlay of annual precipitation depths for the corresponding years, obtained from PRISM [47]), to create isopleth maps of annual precipitation-Hg deposition. These maps were used to interpret spatial patterns of annual precipitation-Hg deposition in the study area.
The air pollution transport and dispersion modeling system HYSPLIT [48] was used to calculate the paths of air masses contributing to selected precipitation-Hg deposition episodes in the study area during 2009-2015 when continuous, digital precipitation depth data were recorded at the monitoring sites. The 40-km gridded input data to HYSPLIT were from the National Oceanic and Atmospheric Administration [49] . Precipitation-Hg deposition episodes that were examined contained hourly precipitation depth totals >2.54 mm. For the selected episodes, HYSPLIT was used to calculate the Atmosphere 2018, 9, 29 6 of 20 hourly position coordinates of the contributing air mass during 48 h preceding the episode. Back trajectories were plotted from starting heights of 100 m, 300 m and 500 m above ground level [50] . These trajectories were not constrained and the actual height of the air mass as it traveled could vary from ground level to the boundary layer at 1000 m to 2000 m. The most recent Hg-emission data [26] were overlain on a map that combined the back trajectories paths for the three starting heights for the selected episodes.
Results
Precipitation-Hg Deposition
Annual and weekly precipitation-Hg data were compiled for 13 sites in the study area ( Figure 3 , Table 2 ). Complete annual records were not available for every year at all sites in the study period (Table 3) . Because the most annual records during 2001-2016 were from sites in Indiana, separate interpretive analyses for Indiana were made for comparison with the study area.
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Results
Precipitation-Hg Deposition
Annual and weekly precipitation-Hg data were compiled for 13 sites in the study area ( Figure 3 , Table 2 ). Complete annual records were not available for every year at all sites in the study period (Table 3) . Because the most annual records during 2001-2016 were from sites in Indiana, separate interpretive analyses for Indiana were made for comparison with the study area. Data from the 5-state study area included 4666 samples out of 5304 observations from 2 to 16 complete annual records per site (Table S1 in Supplementary Materials). Data for sites in Indiana were from 2492 samples out of 2860 observations from 3 to 15 annual records per site, which comprise 61% of samples in the study area. Overall, the median annual Hg deposition was 10.4 µg/m 2 /year, with a median annual Hg concentration of 9.4 ng/L and median annual precipitation depth of 1098 mm/year. Sites in Indiana had higher values in that the median annual Hg deposition was 11.4 µg/m 2 /year with a median annual Hg concentration of 9.6 ng/L and median annual precipitation depth of 1154 mm/year. For individual sites in the study (Table 4) The median weekly Hg deposition in all samples from the study area, 2001-2016 was 144 ng/m 2 /week, with a median weekly Hg concentration of 9.5 ng/L and a median weekly precipitation depth of 17.0 mm. Samples from sites in Indiana had higher values in that median weekly Hg deposition was 157 ng/m 2 /week, with a median weekly Hg concentration of 9.9 ng/L and a median weekly precipitation depth of 17.8 mm.
Litterfall-Hg and Atmospheric-Hg Deposition
Annual litterfall-Hg deposition was measured at 5 sites in Indiana, one site in Ohio and one site in Kentucky, for 3 to 8 years 2007-2016 (Tables 5 and 6 ). Annual litterfall-Hg deposition in the study area ranged from 9.7 to 23.4 µg/m 2 /year, with a median of 16.1 µg/m 2 /year, based on annual litterfall Hg-concentrations that ranged from 33.4 to 58.8 ng/g, with a median of 45.1 ng/g and annual litterfall mass that ranged from 236 to 588 g/m 2 , with a median of 377 g/m 2 ( Table 7) . Summary data for Indiana were similar. The sum of precipitation-Hg and litterfall-Hg deposition is a reasonable estimate of the annual atmospheric-Hg deposition, assuming that most of the annual dry-Hg deposition to a forest landscape comes from litterfall [18] . Based on this assumption, estimated annual atmospheric-Hg deposition in the study area ranged from 17.5 to 39.2 µg/m 2 /year, with a median of 26.4 µg/m 2 /year. Summary data for Indiana were similar. 
Discussion
Spatial Patterns in Hg Deposition
Spatial patterns of precipitation-Hg deposition in the study area were examined with statistical analysis of the weekly data and with isopleth maps of annual data. Statistical analysis revealed a spatial pattern of differences in weekly precipitation-Hg deposition. During 2001-2016, Hg deposition at IN21 (median 196.2 ng/m 2 /week, 13-year record) was significantly higher (p < 0.001) than that at IL11, IN20, IN34, MI26, MI52, OH02 and OH52 ( Figure 3 , Table 8 ). The sites in Indiana differed according to the same spatial pattern of the study area in that the southeastern site IN21 was significantly higher (p = 0.001) than the northeastern site IN20 and the northwestern site IN34. In contrast, Hg deposition at 7 sites located in the central and southern part of the study area was not significantly different-IN21, IN22, IN26, IN28, IL63 and KY10. The site with the highest median weekly precipitation-Hg deposition was IL63 with 198.3 ng/m 2 /week, which was significantly different from 4 sites during 2014-2016-MI26, MI52, OH52 and OH02. Some of the statistical differences among sites in the study can be attributed to the temporal changes discussed in the next section and comparisons limited to the years with complete annual records for each site (Table 3) . Annual litterfall-Hg deposition (Table 7) and estimated atmospheric-Hg deposition (sum of litterfall-Hg and precipitation-Hg deposition) for 2007-2016 were not significantly different among 7 sites in the study area or among 5 Indiana sites (p = 0.25 and p = 0.54, respectively). Isopleth maps of annual precipitation-Hg deposition were prepared for 2005-2009 and 2014-2016 (Figure 4 ). These 12 years had a sufficient number of sites with complete annual records to support spatial grids of Hg-concentrations to map the study area. Color coding of annual Hg deposition on the maps indicates a recurring spatial pattern similar to the one revealed by the statistical analysis. High deposition in southeastern Indiana near IN21 was present each year, frequently extending to southern Illinois. Areas with low annual Hg deposition were mapped in Michigan and Ohio for many years and frequently included part of northern Indiana. The isopleth maps show apparent spatial detail in precipitation-Hg deposition corresponding to the detail from the PRISM precipitation depth data, rather than the Hg concentration data but this is not an anomaly from the method. Although Hg deposition is a product of Hg concentration and precipitation depth, the data from this study area indicates that weekly Hg deposition is more highly correlated with precipitation depth (rho 0.833, p < 0.001) than Hg concentration (rho 0.249, p < 0.001). Similarly, linear regressions indicate more of the variability in weekly Hg deposition is explained by precipitation depth (coefficient of determination r 2 0.58, p < 0.001) than by Hg concentration (r 2 0.04, p < 0.001). A supporting observation is that sites in the southern part of the study area (IN21, IN22, IN28, IL63 and KY10) had significantly higher weekly precipitation depths (p < 0.001) than sites in the northern part of the study area (IN34, MI52 and OH52). The substantial influence of precipitation depth on precipitation-Hg deposition has been reported by other research [10, 16, [51] [52] [53] .
The distribution of Hg emissions sites (Figure 1 ), particularly those releasing 180 to 361 kg/year of Hg, is not uniformly related to the spatial pattern of annual precipitation-Hg deposition, although the density of these emissions sites appears to coincide with the area of high Hg deposition mapped for southern Indiana. A simple comparison of the magnitude of annual precipitation-Hg deposition with annual Hg emissions from stationary sources in Indiana was made using data from Table 1 and  Table S1 . If the mean statewide precipitation-Hg deposition of 11.8 µg/m 2 /year based on data from IN21, IN22 and IN34 in 2014 was uniform to the land area of Indiana (9.43 × 10 10 m 2 ), the annual precipitation-Hg load statewide would have been 1094 kg, which is 60% of the 1852 kg annual Hg emissions in the state.
Extreme Episodes of Hg Deposition
A potential reason that southern Indiana consistently showed statistically and spatially high precipitation-Hg deposition is the frequency of extreme episodes of weekly Hg deposition in the study area, 2001-2016. Extreme episodes were defined as the top 0.5% of values (Table 9 ). Extreme Hg-deposition episodes occurred at 8 of the 13 sites in 12 of the 16 years with annual Hg deposition records and 13 of the 27 episodes were recorded for IN21. Extreme Hg-deposition episodes occurred in all seasons but most were between April and September. Only two pairs of extreme episodes occurred in the same weeks, 26 April to 3 May 2011 at IN21 and KY10 and 1 to 8 April 2014 at IN21 and IN22. Notably, the Hg deposition, Hg concentration and precipitation depths were similar among each pair, indicating the potential spatial extent of some extreme episodes.
Weekly Hg-deposition in the extreme episodes was 5 to 10 times higher than in most weekly samples. The episodes ranged from 1640 to 2602 ng/m 2 /week, compared with a median of 145 ng/m 2 /week and a 75th percentile of 308 ng/m 2 /week for all sites for all years. The extreme episodes supplied 10 to 17% of the annual precipitation-Hg deposition in a single week but the episodes did not occur more than twice in one year at any site. Hg concentrations ranged from 7.1 to 45.4 ng/L with a median 14.9 ng/L. The median weekly Hg concentration for all samples from the study area was 9.5 ng/L, which is 36% lower. For these extreme Hg deposition episodes, precipitation depths ranged from 37.3 to 265 mm with a median 120 mm. The median weekly precipitation depth for all samples from the study area was 17.0 mm, which is 61% lower. Weekly precipitation-Hg deposition amounts for the extreme episodes in the study area and at IN21 alone were not correlated significantly with precipitation depth or Hg concentration and variability in Hg deposition was not statistically explained by either factor. The data indicate that high precipitation depth and relatively high Hg concentration contributed to each extreme episode (Table 9 ). 
Temporal Changes in Hg Deposition
Temporal changes in Hg deposition can be observed in the study area during the 16-year study period. The Mercury and Air Toxics Standards (MATS) rules were finalized by U.S. Environmental Protection Agency for Hg emissions from power plants in 2011, effective in 2015 [59] . Rules for other Hg emissions sources such as cement kilns, utility boilers and medical waste incinerators were finalized in 2010, 2011 and 2013, respectively [60-62] . The expected outcome was a succession of reduced Hg emissions from these sources up to and after the effective dates.
To examine whether a temporal trend was evident in precipitation-Hg in response to these rules, the weekly data were grouped by year Wetherbee et al. [64] analyzed trends in annual precipitation depths at a separate group of NADP monitoring sites for 2001-2015. They reported increases in precipitation at 17 of 21 sites in the study area that were statistically significant and higher than 1 cm/year at 3 of the 17 sites. This information suggests the potential for some decreases in Hg concentrations to involve dilution by increased precipitation. Typically, increased precipitation depth would cause a corresponding increase in Hg deposition but that response was not identified in the statistical analysis. Precipitation-Hg concentrations and Hg deposition exhibited a decline during the study period.
The findings from this study in the Midwestern USA indicate that reductions in Hg emissions associated with implementation of the MATS and related rules coincided with temporal decreases in precipitation-Hg concentrations, resulting in decreased atmospheric Hg deposition. Meanwhile, precipitation depths did not significantly change. At the minimum, it can be postulated that reductions of atmospheric GOM and PBM in the study area, the species most readily scavenged from the air during precipitation, were associated with the reduced precipitation-Hg concentrations and deposition. Reductions of atmospheric GEM, the most abundant species and the one considered to dominate litterfall-Hg deposition, were inconclusive based on these Midwestern data. 
Conclusions
The Midwestern USA region has a history of numerous anthropogenic Hg emission sources, including those with high annual emission rates. The 5 states in this study include 32% of the sources and 20% of the Hg emissions in the 48 states of continental USA. An extensive monitoring record of weekly precipitation-Hg data and annual litterfall-Hg data from the NADP was investigated for 13 sites for a 16-year period. Although dry deposition of atmospheric Hg from litterfall was not statistically different among sites in the study, spatial patterns and temporal changes were identified with the precipitation-Hg data. Isopleth maps showed the southern part of the study area had a recurring pattern of high annual Hg deposition while the northern and eastern parts had comparatively lower annual Hg deposition. This spatial pattern was consistent with statistically significant differences determined in weekly Hg deposition among the sites. One site in the area of high Hg deposition recorded half of all extreme episodes (top 0.5%) of weekly Hg deposition in in the study area. Modeled back trajectories for extreme episodes at this site showed the storm paths crossed numerous large Hg emissions sources. A conclusion is that some of the spatial patterns are attributable to deposition of atmospheric Hg transported from local and regional emissions sources, rather than exclusively continental and global sources. Another conclusion is that statistically significant differences in weekly precipitation-Hg concentrations between periods before and after implementation of rules requiring reductions in Hg emissions were a response to these rules. The reduced Hg concentrations led to the 19% decrease in precipitation-Hg deposition in the study area in recent years.
Supplementary Materials: The following are available online at www.mdpi.com/2073-4433/9/1/29/s1, Table S1 : Summary of annual precipitation depths, Hg concentrations, and Hg deposition by year for Midwestern USA study area, 2001-2016.
